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Determination of rate coefficient of addition of SO 2
•-to the monomer (k i0 app )
Monomer (methyl acrylate, MA) was purified by passage through a sand/alumina column just before addition to the reaction. A mixture of EtOH (2.7 mL), and MilliQ H 2 O (0.3 mL) (both previously bubbled with nitrogen for about 15 minutes) was placed in a Schlenk tube reactor, sealed with a rubber septum. MA (6.0 mL, 66.6 mmol) was added to the reactor and frozen in liquid nitrogen. The Schlenk tube reactor containing the reaction mixture was deoxygenated with five freeze-vacuum-thaw cycles and purged with nitrogen. Lastly, Na 2 S 2 O 4 (52.3 mg, 0.30 mmol) was added to the reactor under nitrogen. The Schlenk tube reactor was then placed in a water bath at 30 ºC with stirring (600 rpm). Samples of the reaction mixture were collected periodically during the polymerization using an airtight syringe while purging the side arm of the Schlenk tube reactor with nitrogen. The samples were analyzed by 1 H NMR spectroscopy to determine the monomer conversion and by SEC to determine molecular weight and dispersity of the PMA. Determination of k a1 was carried out using a similar procedure to that previously described in the literature. 2 The procedure first required creating theoretical I p /I p 0 vs. λ curves, by simulating the CV of a catalytic mechanism as in Scheme 3. Then, the theoretical working curves were compared to the experimental I p /I p 0 data.
Determination of all parameters required for the simulation of CV
The CV of Cu II Br/Me 6 TREN was simulated with the software Digisim 3.03. The following reactions occur in the presence of an initiator and the radical scavenger 2,2,6,6-tetramethyl-1-piperidinyloxy (TEMPO). The relevant thermodynamic and kinetic parameters required for the simulation are listed in the same line:
The coupling reactions (Eq. S4) were considered to be very fast for all radicals, with rate constants k T = 2.7 × 10 8 M -1 s -1 . [3] [4] [5] The values for K Br I and K ATRP were determined in this work and are listed in Table 1 . Additionally, we assumed that the X -association/dissociation equilibria with Cu I /L are fast so that they constitute conditions of pre-equilibrium for the activation step (k diss1 = 3.07 × 10 7 s -1 , see where n is the number of exchanged electrons, A is the area of the electrode, v is the scan rate, and C is the bulk concentration of the Cu II complex.
The initiators EBiB and MBrP gave a single irreversible reduction peak in CV corresponding to a 2e -reduction of the carbon-bromine bond to RH and Br -. The peak current can be used also in this case to calculate D from the following equation:
where C is the bulk concentration of RX and  is the transfer coefficient, which was also determined from the peak characteristics according to known procedures. 7 The equation Table S1 summarizes all thermodynamic and kinetic data determined from CV for Cu complexes and initiators. 
λ where R is the gas constant, F is the Faraday constant, is the bulk catalyst experimental and simulated data, the latter were first fit to an appropriate mathematical function that perfectly interpolated all simulated data (Eq. S7). 
Scheme S1. Fundamental reactions constituting the ATRP equilibrium
The ATRP equilibrium (Eq. S11) can be expressed as the combination of three reactions (Eq. S8-S10), i. 
